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Self-organized monolayer of meso-tetradodecylporphyrin coordinated to Au(111) Nathalie Katsonis, Javier Vicario, Tibor Kudernac, Johan Visser, Michael M. Pollard, Ben L. Feringa* Contribution from the Department of Organic and Molecular Inorganic Chemistry, Stratingh Institute, University of Groningen, Nijenborgh 4, 9747 AG Groningen, the Netherlands. RECEIVED DATE (automatically inserted by publisher); E-mail: B.L.Feringa@rug.nl Preparation of Monolayers on Au(111). The gold on mica substrates were prepared by evaporation of 99.99% gold, Umicore Materials AG, on freshly cleaved mica sheets, Ted Paella, Inc., at 10 -7 mbar in a home-built evaporator in the Materials Science Centre, University of Groningen. The thickness of the gold layer was ~150 nm. A test sample was employed in every case to check for reconstruction of the Au(111) surface by using STM in air or in n-tetradecane. Prior to STM imaging, H 2 P was dissolved in n-tetradecane (Aldrich) at a concentration of 0.1 mM by sonication (~5 min) and heating at ~40 o (~1h). A drop of the purple solution of H 2 P was applied to a freshly prepared Au(111) surface and the STM tip immersed into the solution.
Preparation of Monolayers on HOPG. Prior to imaging, the porphyrins were dissolved in ntetradecane (Aldrich) at a concentration of 0.1 mM by sonication (~5 min) and heating at ~40 o (~1h). A drop of the solution was applied to a freshly cleaved surface of HOPG (Goodfellow) and the STM tip immersed into the solution.
Scanning Tunneling Microscopy (STM). All experiments were performed at room temperature, using a PicoSPM (Scientec). Pt/Ir STM tips were prepared mechanically from Pt/Ir wire (80:20, diameter 0.25 mm, Goodfellow). The parameters of the unit cells were measured after drift effects were S2 corrected with the Scanning Probe Image Processor (SPIP) software (Image Metrology ApS). However, the presented STM images contain raw data and are not subjected to any processing other than routine plane correction. 
Figure S1
STM image (10.2 nm x 10.2 nm). Imaging the HOPG surface beneath the molecules allows for the determination of the orientation of the physisorbed alkyl chains with respect to the main axes of the HOPG surface.
S3
X-ray Photoelectron Spectroscopy (XPS). The XPS measurements were performed with an Xprobe Surface Science Laboratories photoelectron spectrometer equipped with an Al Kα monochromatic X-ray source (hν=1486.6 eV). The overall energy resolution was set to 1.0 eV and the photoelectron take-off angle was 37 o . The binding energies were referenced to the Au 4f 7/2 core level.
The base pressure in the spectrometer was in the low 10 -10 Torr range. Photoemission spectra of the C pyrrole (1.75 mL, 25 mmol) were then added and the reaction mixture stirred at 120 ºC for 1 h. The nitrobenzene and AcOH were removed by distillation under reduced pressure and the residue was precipitated from EtOH. The resulting dark solid was purified three times by column chromatography 
Figure S2
Synthesis of H 2 P.
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